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In recent investigations we found an easy access to dialkyl(alkynyl)aluminum compounds by the
deprotonation of phenylethyne with di(fert-butyl)- and dimethylaluminum hydride with evolution of
molecular hydrogen. In contrast, the reactions of the bulky hydride R,Al—H [R = CH(SiMe3),] with
different alkynes R—C=C—H (R = CMes, SiMes;, C¢Hs, H) yielded vinylic aluminum compounds,
R,Al-CH=CH-R’, by hydroalumination. Due to the effective steric shielding of the bulky alkyl
substituents, the products were monomeric even in the solid state, with the alkenyl groups bonded to
coordinatively unsaturated, tricoordinated aluminum atoms. Quantum-chemical calculations verified that
there was no interaction between the s-electrons of the C=C bond and the vacant p-orbital at the

coordinatively unsaturated aluminum atoms.

Introduction

Treatment of terminal alkynes with dialkyl hydrides of group
13 elements is a facile method for the preparation of alkynyl
aluminum or gallium compounds with release of molecular
hydrogen (eq 1).' Usually dimeric formula units were
determined for these alkynyl derivatives in the solid state,'*
which adopted two different structural motifs' as borderline
cases. One has the alkynyl groups perpendicular to the E—E
axis of the central E,C, heterocycle (E = Al, Ga), while the
other involves a side-on coordination of the C=C triple bond
to the second metal atom. These aluminum® and gallium alkynyl
derivatives are important starting compounds for the generation
of interesting secondary products. For instance, dialkylaluminum
alkynyls gave carbaalane clusters, e.g., (AlMe)s(CCH,CgHs)sH,
on treatment with the corresponding dialkylaluminum hydrides,®
while alkynylgallium compounds afforded heteroadamantane-
type molecules under similar conditions.”

2R,E-H + 2H-C=C-R’ (R,E-C=C-R"), + Hy

R =Me, CMe;; E = Al, Ga; R" = C¢Hs ()
R =Me, Et; E = Ga; R" = Me, nPr

In previous experiments the deprotonation of terminal ethynes
by dialkylaluminum hydrides was successful only with phenyl-
ethyne (eq 1). Early reports of such reactions showed that in
some cases the addition of the AlI—H bonds to the C=C bond
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(hydroalumination) occurred instead.”® The reaction courses
appeared to be influenced by the solvent (donor vs nondonor
solvent) and by the organic substituents of the terminal alkyne.
However, in most cases the organoaluminum products were not
isolated and characterized, but were destroyed by hydrolysis.
Hence, secondary processes were not recognized. Recently novel
carbaalane clusters® were found among such secondary products,
as well as cyclophane-type molecules’ and carbocations.'® In
order to systematically investigate the competition between
hydrogen release and hydroalumination, we have conducted
further reactions starting with the alkynes of the type H—C=C—R.
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Results and Discussion

Reactions of H—AI[CH(SiMe3):], (1) with H—C=C—R.
The reactions of the alkynes R—C=C—H (R = CMes, C¢Hs,
SiMes) with the sterically encumbered dialkylaluminum hydride
H—AI[CH(SiMe3),]» (1) were complete after stirring at room
temperature for 1 h. The NMR spectroscopic characterization
of the colorless products (2 to 4, eq 2) clearly verified the
formation of vinylic derivatives by addition of the AlI—H bond
to the C=C bonds. In contrast to our earlier investigations
involving phenylethyne' and the less shielded di(tert-butyl)- and
dimethylaluminum hydrides, hydrogen release by deprotonation
of the alkynes and formation of the corresponding alkynylalu-
minum product did not occur. Hydroalumination also occurred
when gaseous ethyne, H—C=C—H, was bubbled through a
solution of 1 in n-hexane at low temperature (eq 2). After the
usual workup, the product (5) was isolated as a colorless, highly
viscous liquid, which could not be crystallized. However, its
purity was sufficiently high to allow detailed NMR spectroscopic
characterization. The hydroalumination reactions described here
proceed much faster than the usually more selective hydrogal-
lation reactions, which require reaction times of about 16 h in
refluxing hexane for completion.®!!-'?

(Me381)2HC H CH(SiMes),

N4

172 Al Al\
CH(SIMC3)2

+ H—C=(C-—R
(Me381)2HC H
1 )

(Me;Si),HC H
e — Al \
(Me;Si),HC R
H

2: R = CMe,
3:R= C5H5
4: R = SiMe;
5:R=H

The chemical shifts observed for the a-hydrogen atoms of
bis(trimethylsilyl)methylaluminum groups (Al—C—H) in 'H
NMR spectra strongly depend on the coordination number of
the aluminum atoms. While they are at about 0 = 0 to —0.5
for tricoordinated aluminum atoms, a shift to a higher field
(below 6 = —0.8) occurs with tetracoordinated metal atoms.'?
Hence, the corresponding resonances of the products 2 to 5 [0
= —0.38 (2), —0.31 (3), —0.35 (4), and —0.39 (5)] indicate
monomeric formula units in solution. The vinylic proton signals
of compounds 2 and 3 were observed as two doublets in the
range 0 = 6.0 and 7.4 with coupling constants of 20.5 Hz, which
is characteristic of a trans-arrangement of the hydrogen atoms
at the 1,2-positions of a vinyl group. These results clearly
indicate that the aluminum and hydrogen atoms of the starting
hydride are in cis-positions at the C=C double bonds and that
cis/trans-isomerization does not occur.' !> Both resonances due
to the vinyl hydrogen atoms coincided in the case of the
trimethylsilyl-substituted alkenyl compound 4 to give a broad
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singlet (0 = 7.27). Only in that case were almost identical shifts
also observed for the carbon atoms of the C=C double bond
['°C NMR: 6 = 161.0 (AIC) and 160.2 (SiC)]. As expected,
the '"H NMR spectrum of 5 showed three resonances of the
chemically different vinylic hydrogen atoms, which had the
characteristic coupling pattern [3JH_H(C,-X> =16.4 Hz, 3JH_H(,,,1,”)
=21.4 Hz, 2JH_H(ge,,li,,a1) = 5.0 Hz) of a —CH=CH, group. With
the exception of some adducts we could not find references to
isolated and thoroughly characterized vinylaluminum com-
pounds of the type R3—Al(CH=CH;),, although they were
postulated and generated many times as intermediates in situ
for transformations in organic chemistry.'* It seems that
hydroalumination was not involved in their syntheses.

According to the NMR spectroscopic characterization of the
crude products, the compounds 2 and 3 were formed without
any byproduct. However, the high solubility of 2 and 3 in
noncoordinating solvents prevented their quantitative isolation
by crystallization. The yields of the solid products were 75%
and 44%, respectively. In contrast, the reaction of trimethylsi-
lylethyne yielded a mixture of at least two products. Only one
could be isolated and characterized by means of crystal structure
determination (4, 25% yield). It has a structure similar to those
of 2 and 3 with the hydrogen atoms in 1,2-position of the C=C
double bond. The second product (4a) could not be isolated in
pure form. However, the NMR spectroscopic data (see Experi-
mental Section) gave clear evidence that it was an isomer of 4
in which the dialkylaluminum and the trimethylsilyl groups are
attached to the same carbon atom, HyC=C(AIR;)(SiMe3) [4a,
R = CH(SiMe3),]. In particular the small coupling constant
between the vinyl hydrogen atoms (5.0 Hz) verified their
geminal arrangement. These products were formed in a molar
ratio of 1 to 0.1 (4 to 4a).

The course of this reaction gives insight into the relative
directing effects of hydrogen atoms versus trimethylsilyl groups.
In earlier investigations we observed a very high regioselectivity
for such addition processes. Trimethylsilyl and dialkylaluminum
groups had the strongest directing influence, and the aluminum
atoms of the hydrides became attached exclusively to the carbon
atoms in o-position to these groups. A further differentiation is
not yet possible, because alkynes bearing ER, (E = Al, Ga) as
well as SiMe; groups are not known. Phenyl groups have a
weaker directing effect, and the weakest effect is observed for
alkyl substituents. Mixtures of regioisomers as in the case of 4
and 4a with the aluminum atoms on different carbon atoms of
the C=C double bond have never been obtained before. From
the results obtained in this study it may be concluded that
hydrogen exerts a greater directive effect than SiMes. Thus, the
following order of directing effect of substituents is operative:
H > SiMes, ER, > aryl > alkyl."® Steric repulsion may be of
minor importance only, because we did not observe the
formation of a byproduct similar to 4a [H,C=C(AIR,)(SiMe3)]
with the sterically less shielded phenylethyne.
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Figure 1. Molecular structure of 1. The thermal ellipsoids are drawn
at the 40% probability level. Methyl groups are omitted. Important
bond lengths (A) and angles (deg): Al(1)—C(1) 1.963(4), Al(1)—C(2)
1.968(4), Al(1)—H(1) 1.78(3), Al(1)—H(2) 1.72(4), Al(1)—Al(2)
2.683(2), Al(2)—C(3) 1.975(9), Al(2)-C(3A) 1.96(2), Al(2)—C(4)
1.971(4), Al(2)—H(1) 1.72(4), Al(2)—H(2) 1.72(4), Al(1)—H(1)—Al(2)
100(1), Al(1)—H(2)—Al(2) 103(1), H(1)—Al(1)—H(2) 78(2),
H(1)—Al(2)—H(2) 79(2).

Less bulky dialkylaluminum hydrides (R = CMes and
smaller) deprotonate the relatively acidic phenylethyne as
described earlier.' Aliphatic alkynes gave complicated reaction
mixtures from which crystals were obtained of the dimeric
hydroalumination products, alkenyldialkylaluminum compounds,
with the alkenyl groups in the bridging position. Similar
compounds have been reported earlier.® Our NMR spectroscopic
investigations showed, however, the occurrence of several
isomers and dialkyl(alkynyl)aluminum derivatives. Hence, in
these cases there is a competition between both reaction
pathways. The complexity of these reactions is such that further
study is required, but these preliminary results may be helpful
for a short discussion.

We know from molecular weight determinations that 1
dissociates partially in solution to form a monomer/dimer
equilibrium mixture. The monomers possess tricoordinate
aluminum atoms; thus, the formation of an adduct with the
m-system of the alkyne may occur as an initiating step in the
hydroalumination reaction.'® Addition of the Al—H bond to the
C=C bond may then follow.

Molecular Structures of Compounds 1 to 4. We published
details of the synthesis and spectroscopic characterization of
the dialkylaluminum hydride H—AI[CH(SiMe3),]> (1) some
years ago.'” We have finally been able to obtain single crystals
of 1 and to determine its crystal structure (Figure 1). It forms
a dimer in the solid state via two Al—H—AI 3c-2e bonds. As
expected for such dimeric formula units,'®'° the transannular
Al—Al distance in the planar Al,H, heterocycle [2.683(2) A]
is relatively short and in the range of Al—Al single bonds.*
The related, but sterically less encumbered compound di(tert-
butyl)aluminum hydride is a trimer in the solid state and
possesses an Al;Hj; heterocycle.?!

Crystal structure determinations of compounds 2 to 4 (Figures
2 to 4) verified the structures derived from NMR data. The
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Org. Chem. 1967, 32, 1530. (d) Uffing, C.; Ecker, A.; Koppe, R.;
Merzweiler, K.; Schnockel, H. Chem.—Eur. J. 1998, 4, 2142.
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M. Z. Naturforsch. 2004, 59b, 1214.
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Figure 2. Molecular structure of 2. The thermal ellipsoids are drawn
at the 40% probability level. Methyl groups of the CH(SiMe;),
substituents and the hydrogen atoms of the ters-butyl groups are
omitted. Important bond lengths (A) and angles (deg): Al(1)—C(1)
1.947(2), Al(1)—C(2) 1.953(2), Al(1)—C(3) 1.942(2), C(3)—C(4)
1.302(3), C(1)—Al(1)—C(2) 119.20(8), C(1)—Al(1)—C(3) 122.16(8),
C(2)—Al(1)—C(3) 118.63(8), Al(1)—C(3)—C(4) 124.9(2).

Figure 3. Molecular structure of 3. The thermal ellipsoids are drawn
at the 40% probability level. Methyl groups and phenyl hydrogen
atoms are omitted. Important bond lengths (A) and angles (deg):
Al(1)—C(1) 1.945(3), Al(1)—C(2) 1.962(6), C(2)—C(3) 1.333(8),
C(1)—Al(1)—C(1)' 120.02),C(1)—Al(1)—C(2) 111.3(2), Al(1)-C(2)—C(3)
126.4(4); symmetry equivalent atoms generated by —x, —y+2, z.

aluminum atoms of the starting hydride R,AIH 1 became
attached exclusively to the -carbon atom of the alkyne, and it
was cis-addition that occurred. Owing to the effective steric
shielding by two bulky bis(trimethylsilyl)methyl substituents,
the products are monomeric even in the solid state. The sterically
less shielded diisobutylalkenylaluminum compounds were re-
ported to form dimers.® There is no indication from bond lengths
that an interaction between the z-bond of the alkenyl group
and the vacant p-orbital at the central aluminum atom plays a
role in these compounds. The Al—C(alkenyl) bond lengths
[1.942(2) to 1.962(6) A] are similar to those of Al—C(alkyl)
bonds [1.942(5) to 1.953(2) Al. The C=C bond lengths
[1.299(7) to 1.333(8) A] are somewhat shorter than the standard
value of 1.34 A.22 The AIC; planes including the a-carbon
atoms of the bis(trimethylsilyl)methyl groups and
the average planes of the aluminum alkenyl groups are not
ideally coplanar. Angles between these planes are 48° (2), 21°
(3), and 23° (4). Thus, the strongest deviation from the coplanar
arrangement was observed for the tert-butyl compound 2, which
may be due to steric repulsion.

Quantum-Chemical Calculations. We conducted quantum-
chemical calculations using density functional theory (DFT).
In order to correctly describe the manifold of nonbonded
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Figure 4. Molecular structure of 4. The thermal ellipsoids are drawn
at the 40% probability level. Methyl hydrogen atoms are omitted.
Important bond lengths (A) and angles (deg): Al(1)—C(1) 1.942(5),
Al(1)—C(2) 1.952(4), Al(1)—C(3) 1.951(5), C(3)—C(4) 1.299(7),
C(H)—AI(1)—C(2)117.6(2),C(1)—Al(1)—C(3) 124.5(2),C(2)—Al(1)—C(3)
117.8(2), Al(1)—C(3)—C(4) 130.1(5).

interactions in 2, we used the new hybrid meta exchange—
correlation functional, M05-2X,%* and a 6-311G(d,p) basis set.**
The structure optimizations in the gas phase were based on the
complete bis(trimethylsilyl)methyl compound 2. The calculated
Al—C (1.952 vs 1.942 A obtained experimentally for 2) and
C=C bond lengths (1.338 vs 1.302 A) were reproduced with
sufficient accuracy. Further, our gas-phase optimization pre-
served the small tilt across the Al—C(vinyl) bond. That means
we can exclude crystal-packing effects as the reason for this
distortion. The assignment of the '>*C NMR resonances of the
ethenyl group could be verified (0 = 129 vs 130 for the carbon
atom of 2 attached to the aluminum atom and 6 = 180 vs 165
for the carbon atom attached to the fert-butyl group). Consider-
ing 2 as a hetero allyl system, the C—C rotational barrier would
be a good measure of the s-stabilization. This is a convenient
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Table 1. M05-2X/6-311G(d,p) Compliance Constants of 2, the
Allylic Cation, and Ethene”
C=C C=C R'—C R'—C
stretch torsion stretch torsion
R,Al-CH=CH—CMej; 2 0.110 1.923 0.423 80.1
CH,"—CH=CH, 0.136 4.441 0.136 4.441
H,C=CH, 0.100 1.682

“Torsional and stretching constants are in rad/mdyn and A/mdyn,
respectively [R" = Al (compound 2) or C].

definition, but due to the steric crowding in 2, there are
significant changes in the system that accompany this rotation,
and they also have an energetic consequence. We therefore chose
the rotational and stretching potential constants (compliance
constants) as a local property; that means we distort infinitesi-
mally.®> Table 1 summarizes the torsional and the stretching
compliance constants for both the C=C bond and the AI—C
bond, respectively. Note that a lower compliance constant is in
line with a stronger bond (lower flexibility).We also included
the theoretical data for a prototype of a delocalized sr-bond,
the allyl cation, and the unperturbed ethene itself.

Our calculations did not give any hint of a significant
m-delocalization between the aluminum atom and the C=C
double bond. While a pronounced weakening of the C=C bond
is expected in the case of delocalization of sr-electron density
(see the allyl cation below), the strength of the C=C double
bond in 2 (0.110 A/mdyn) indicates only a minimal weakening
of the bond in comparison with the unperturbed ethene (0.100
A/mdyn). On the other hand, due to our calculations for the
allyl cation showing a ;r-electron delocalization, the weakening
is pronounced (0.136 A/mdyn). The same trend holds for the
torsional constants. In the case of ;w-electron delocalization, the
C=C torsion should require a lower energy, while the Al—C
torsion should be hindered. While our calculations revealed a
little smaller rotational barrier of the C=C rotation in compound
2 (1.923 rad/mdyn) compared to ethene (1.682 rad/mdyn), the
high Al—C rotational compliance constant of 80.1 rad/mdyn
indeed excludes any significant sz-electron delocalization from
the C=C bond to the aluminum atom. This is in line with earlier
studies on smaller model systems,26 which also showed that
the participation of electropositive atoms diminishes the interac-
tion with a zz-bond dramatically.

Experimental Section

All procedures were carried out under purified argon. n-Hexane
and n-pentane were dried over LiAlH,. [(MesSi),HC],AIH!'” and
Bu,AIH'7*2! were obtained according to literature procedures.
Commercially available Me;Si—C=C—H, Me;C—C=C—H, and
HsC¢—C=C—H were distilled over molecular sieves (4 A). The
assignment of the NMR spectra is based on HMBC, HSQC,
ROESY, and DEPT135 data.

Reaction of [(Me;Si);HC],AlI-H with Me;C—C=C—H:
Synthesis of 2. A solution of H—AI[CH(SiMes),], (1) (0.220 g,
0.636 mmol) in 5 mL of n-hexane was cooled to 0 °C, and 94 uL
of tert-butylethyne (0.062 g, 0.759 mmol) was added. The mixture
was warmed to room temperature and stirred for 1 h. After
concentration and cooling of the solution to —45 °C, colorless
crystals of 2 formed. Yield: 0.204 g (75%). Mp (argon, sealed
capillary): 126 °C. Anal. Calcd [CyHa9AlSis] (428.9): C, 56.0; H,
11.5; Al, 6.3. Found: C, 55.5; H, 11.4; Al 6.3. "H NMR (C¢Ds,
400 MHz): 6 6.55 (1 H, d, 'Jy_y = 20.5 Hz, AI-CH=CH), 6.03 (1

(25) Brandhorst, K.; Grunenberg, J. ChemPhysChem 2007, 8, 115.

(26) (a) Gobbi, A.; Frenking, G. J. Am. Chem. Soc. 1994, 116, 9287.
(b) Wiberg, K. B.; Cheeseman, J. R.; Ochterski, J. W.; Frisch, M. J. J. Am.
Chem. Soc. 1995, 117, 6535.
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Table 2. Crystal Data, Data Collection Parameters, and Structure Refinement Details for Compounds 1 to 4

1 2 3 4
formula szHﬂ;Aleix C2()H49Alsi4 C22H45AISi4 C19H49AISi5
cryst syst monoclinic monoclinic tetragonal triclinic
space group P2i/c P2i/n I4icd P1
V4 4 4 8 2
temp, K 153(2) 153(2) 100(2) 153(2)
Deated, glem?® 1.017 0.961 1.046 0.969
a, A 12.3162(7) 10.0479(2) 15.4927(4) 10.5540(3)
b, A 42.191(2) 12.8181(2) 15.4927(4) 12.1864(5)
¢, A 9.3853(5) 23.5244(4) 23.7644(6) 12.5117(5)
a, deg 90 90 90 97.449(2)
f, deg 111.791(3) 101.950(1) 90 95.133(2)
v, deg 90 90 90 105.461(2)
V, 1073 m? 4528.4(4) 2964.16(9) 5704.0(3) 1524.9(1)
u, mm~! 2.718 2.150 2.259 2.467

cryst dimens, mm
radiation

0.11 x 0.04 x 0.02

0.28 x 0.14 x 0.10

0.36 x 0.26 x 0.18

Cu Ka; graphite-monochromator

0.17 x 0.05 x 0.04

0 range, deg 2.09 — 72.67 3.84 — 72.66 5.49 — 70.24 3.59 — 72.28

index ranges —4=h=12 —12=h=11 —16 = h =18 —12=h=12
—45 <k =51 —15<k=15 —16 < k=18 —15<k=13
-8 =<1=<10 —28=<1=<27 —28=<1=<27 —-12=1=<14

no. of unique reflns

8154 [Rin = 0.0712]

5648 [Rine = 0.0415]

2536 [Riy = 0.0823]

5070 [Rin = 0.0530]

no. of params 415 241 152 241

R1 (reflns I > 20(1)) 0.0577 (5108) 0.0445 (4659) 0.0419 (2204) 0.0846 (3435)
wR2 (all data) 0.1811 0.1309 0.0961 0.2918
max./min. residual electron 0.647/—0.738 0.483/—0.355 0.412/—0.261 0.929/—0.640

density, 10*° e/m?

H, d, 'Jy-u = 20.5 Hz, AICH=CH), 1.06 (9 H, s, CMe3), 0.25 (36
H, S, ]J]—lfsj =64 HZ, SiM€3), —0.38 (2 H, S, IJHfsi =46 HZ,
AICHSI,). 3C NMR (CgDs, 100 MHz): & 165.4 (AICH=CH), 130.4
(br, AICH=CH), 36.1 (CMe3), 28.9 (CMes3), 11.3 (AICHSI,), 4.2
("Jc—si = 50 Hz, SiMes). 2°Si NMR (C¢Dg, 79.5 MHz): 6 —4. IR
(CsBr plates, paraffin, cm™ 1) 1568 vs, 1525 vw »(C=C); 1464 vs
(paraffin); 1404 s O(CH); 1376 vs (paraffin); 1346 m, 1330 m,
1306 m 6(CH3;); 1112 vs, br »(CC), 6(CH); 972 vw, 930 vw, 889
vw, 879 vw, 844 m, 815 m, 786 w, 763 w p(CH3Si), O(CC); 721 s
(paraffin); 592 w, 561 m, 511 m, 481 s, 445 s v(AIC). MS (EI, 20
eV) (%): 413 (2) M+ — Me], 345 (33) [AI{CH(SiMe;3),},]".

Reaction of [(Me;Si);HC],AlI-H with Hs;Cq—C=C—H:
Synthesis of 3. A solution of H—AI[CH(SiMes),], (1) (0.233 g,
0.673 mmol) in 30 mL of n-hexane was cooled to 0 °C, and 89 uL
of phenylethyne (0.083 g, 0.81 mmol) was added. The solution
was stirred at room temperature for 1 h. After concentration and
cooling to —45 °C, colorless crystals of compound 3 formed. Yield:
0.133 g (44%). Mp (argon, sealed capillary): 104 °C. Anal. Calcd
[CaHysAlSi4] (448.9): C, 58.9; H, 10.1; Al, 6.0. Found: C, 59.4;
H, 10.2; Al, 6.0. "H NMR (CgDs, 400 MHz): 6 7.52 (2 H, pseudo-
d, ortho-H of phenyl), 7.43 (1 H, d, >Ju—g = 20.6 Hz, AICH=CH),
7.14 (2 H, m, meta-H of phenyl), 7.06 (1 H, m, para-H of phenyl),
6.99 (1 H, d, *Jy_y = 20.6 Hz, AICH=CH), 0.27 (36 H, s, *Jy_s;
= 6.3 Hz, SiMe3); —0.31 (2 H, s, 2Jg_si = 4.6 Hz, AICHSI,). '*C
NMR (C¢Dg, 100 MHz): 6 151.5 (AICH=CH), 139.4 (ipso-C of
phenyl), 136.8 (AICH=CH), 129.0 (meta-C of phenyl), 128.7
(para-C of phenyl), 126.8 (ortho-C of phenyl), 11.2 (AICSiy), 4,3
(*Jc—si = 50 Hz, SiMes). *°Si NMR (CgDs, 79.5 MHz): 5 —4. IR
(CsBr plates, paraffin, cm™"): 1589 m, 1560 m phenyl, ¥(C=C);
1454 vs, 1377 vs (paraffin); 1302 w, 1259 m, 1248 s (CHz); 1207
vw, 1192 vw, 1173 w, 1155 w, 1069 w »(CC); 1018 m 6(CH);
928 m, 845 vs, 775 m, 762 w p(CH;Si), 0(CC); 721 s (paraffin);
683 w, 673 m v,(SiC); 611 vw v(SiC); 559 w, 521 w, 476 w,
420 w v(AIC).

Reaction of [(Me;Si);HC],AlI-H with Me;Si—C=C—H:
Synthesis of 4. To a cooled (0 °C) solution of H—AI[CH(SiMe3)]»
(1) (0.244 g, 0.705 mmol) in 5 mL of n-hexane was added 119 uL.
of trimethylsilylethyne (0.083 g, 0.84 mmol). The mixture was
stirred at room temperature for 1 h. A small quantity of a colorless,
insoluble solid of unknown constitution precipitated and was filtered
off. The solvent of the filtrate was removed under vacuum, and

the oily residue was dissolved in a small quantity of n-pentane.
Cooling to —28 °C afforded colorless crystalline 4. Yield: 0.078 g
(25%). Mp (argon, sealed capillary): 68 °C. Anal. Calcd
[C19H49AlSi5] (445.0): C, 51.3; H, 11.1; Al, 6.1. Anal. Found: C,
52.2; H, 11.0; Al, 6.3. "H NMR (C¢Ds, 400 MHz): 6 7.27 2 H, s,
the resonances of both vinyl protons coincide), 0.24 [36 H, s,
CH(SiMe3),], 0.16 (9 H, s, C=C—SiMe; “Jy—s; = 6 Hz), —0.35 (2
H, s, 2Ju-si = 9,2 Hz, AICHSi,). '*C NMR (C¢D¢, 100 MHz): &
161.0 (AICH=CH), 160.2 (AICH=CH), 11.1 ('Jc—s; = 52 Hz,
AlCSlz), 4.2 []‘Icfsi =50 HZ, CH(SIM€3)2], —1.8 (C=C_Sljw83)
*Si NMR (C¢Dg, 79.5 MHz): 6 —8 (C=C-SiMe;), —4
[CH(SiMe3;),]. IR (CsBr plates, paraffin, cm™"): 1578 vs, 1558 vs
v(C=C); 1456 vs (paraffin); 1404 m O0(CHs); 1377 s (paraffin);
1304 w, 1248 s 6(CHj3); 1113 s, br. »(CC); 1014 sh 6(CH); 930 w,
843 vs, 783 w p(CH3S1); 719 s (paraffin); 671 w v,,(SiC); 625 vw
v4(SiC); 592 w, 559 w, 478 m, 393 m v(AIC).

NMR Data of H;C=C(SiMes)—Al[CH(SiMe3)],, 4a. '"H NMR
(CeDg, 400 MHz): 0 6.82 and 6.75 (each 1 H, d, *>/y—p = 5.0 Hz,
H,C=C). *C NMR (C4Ds, 100 MHz): 6 146.4 (C=CH,), 128.7
(C=CH;); all remaining resonances could not be assigned
unambiguously.

Reaction of [(Me;3Si);HCL,AlI-H with H—C=C—H: Synthesis of
5. A solution of H—AI[CH(SiMes),]» (1) (0.245 g, 0.708 mmol) in
75 mL of n-hexane was cooled to —78 °C. Gaseous ethyne (dried
over CaCl,) was bubbled through the solution for 10 min. The
mixture was slowly warmed to room temperature. All volatiles were
removed under vacuum. Product 5 remained as a colorless, highly
viscous, resin-like substance, which could not be crystallized from
different noncoordinating solvents. The 'H NMR spectrum of the
crude product showed essentially the resonances of 5. Some signals
of low intensity indicate the formation of only small quantities of
unknown impurities. Elemental analysis was not conducted owing
to the missing purification and the difficult handling of the highly
viscous product. '"H NMR (C¢Ds, 400 MHz): 6 6.56 [1 H, dd,
3JH*H((?is) =164 HZ, 3]].17[.[(,”1,15) =214 HZ, Al—C(H)=C], 6.37 [1
H, dd, BJH_H(,M,,S) = 214 HZ, 2JH—H(gem[nal) =50 HZ, cis-Al-
C=C_H], 6.06 [1 H, dd, 3]].171-[(“1?) =164 HZ, 2JH7H(ggm,'m1) =5.0
Hz, trans-Al-C=C-H], 0.21 [36 H, s, CH(Si Me3),], —0.39 (2 H,
AICHSi,). '*C NMR (C¢Dg, 100 MHz): & 148.4 (Al CH=CH),
138.6 (AICH=CH), 11.1 (AICSi,), 4,2 [CH(SiMe3),]. *°Si NMR
(Ce¢Dg, 79.5 MHz): 6 —3.7. IR (CsBr plates, neat, cm ™ '): 2953 m,
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2897 w, 2852 m (CH); 1506 s »(C=C); 1463 m, 1435 m, 1402
vw, 1249 s 6(CH3); 1205 vw, 1195 vw, 1101 w; 1014 m 6(CHSi,);
929 w, 844 m, 779 vw, 750 w, 729 vw p(CH3Si); 671 m v,,(SiC);
646 m, 611 w v4(SiC); 559 w, 524 w, 476 w, 451 w, 397 w, 374 w
v(AIC).

Crystal Structure Determinations of Compounds 1 to 4.
Single crystals were obtained by repeated recrystallization from
n-hexane (20/—15 °C; 1) or from the reaction mixtures (2 and 3:
n-hexane at —45 °C; 4: n-pentane at —28 °C). The crystallographic
data were collected with Bruker APEX and Bruker Smart 6000
diffractometers. The structures were solved by direct methods and
refined with the program SHELXL-97%7 by a full-matrix least-
squares method based on FZ. Crystal data, data collection param-
eters, and structure refinement details are given in Table 2. One
bis(trimethylsilyl)methyl group of 1 (C3) showed a disorder. The
carbon atom C3 and the methyl groups attached to Si31 were refined
on split positions with occupation factors of 0.67 to 0.33 and
restrictions of bond lengths and angles. The molecule of compound

(27) SHELXTL-Plus, Rel. 4.1; Siemens Analytical X-Ray Instruments
Inc.: Madison, WI, 1990. Sheldrick, G. M SHELXL-97, Program for the
Refinement of Structures; Universitit Gottingen: Germany, 1997.
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3 is located on a crystallographic 2-fold rotation axis with All
and C7 on special positions. Due to the special position of the
molecule, the phenylethenyl group showed a disorder across the
2-fold rotation axis, and the atoms C2, C3, C4, and C5/C5A were
refined with occupancy factors of 0.5. The quality of the crystals
of compound 4 was relatively poor; nevertheless the data were
included in this article because they give clear structural evidence.
Further details of the crystal structure determinations are available
from the Cambridge Crystallographic Data Center on quoting the
depository numbers CCDC-652260 (1), -652261 (2), -652263 (3),
and -652262 (4).
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